(2-Me 2 NCH 2 C 6 H 4 )PhSbCl (1)
Fig. S1
Molecular structure of (R N ,A Sb ) [or (R N ,S Sb )] (left) and (S N ,C Sb ) [or (S N ,R Sb )] (right) isomers of 1.
Fig. S2
Intramolecular and intermolecular C-H···Cl and C-H···Cg interactions in the crystal of 1 [Cg is the centroid of the phenyl ring C(10)-C(15)]. Symmetry codes: (i) 1-x, -y, 2-z; (ii) 1/2-x, -1/2+y, 3/2-z; (iii) 1/2-x, 1/2+y, 3/2-z.
Fig. S3
Dimer association of (R N ,A Sb )-1 and (S N ,C Sb )-1 isomers in the layer structure of 1. Symmetry codes: (i) 1-x, -y, 2-z; (ii) 1/2-x, -1/2+y, 3/2-z; (iii) 1/2-x, 1/2+y, 3/2-z; (iv) 1/2+x, -1/2-y, 1/2+z; (v) 1/2+x, 1/2-y, 1/2+z.
Table S1
Bond lengths and interatomic distances (Å) and angles (°) for intramolecular and intermolecular C-H···Cl and C-H···Cg interactions in the crystals of 1.
D-H···A
D-H A···H D···A D-H···A C(6)-H(6)···Cl(1) 0.93 2.74 3.327(3) 122 C(12)-H(12)···Cl(1 ii ) 0.93 2.80 3.594(4) 144 C(7)-H(7B)···Cg(3 i ) 0.97 2.97 3.839(4) 149 Symmetry codes: (i) 1-x, -y, 2-z; (ii) 1/2-x, -1/2+y, 3/2-z. 
Fig. S7
Intramolecular and intermolecular C-H···Cl and C-H···Cg interactions in the crystal structure of 3 [Cg(2) and Cg(3) are the centroids of the benzene rings C(1)-C(6) and C(10)-C(15), respectively]. Symmetry codes: (i) x, -1+y, z; (ii) -1+x, -1+y, z; (iii) x, 1+y, z; (iv) 1+x, 1+y, z.
Table S3
Bond lengths and interatomic distances (Å) and angles (°) for intermolecular and intermolecular C-H···Cl and C-H···Cg interactions in the crystals of 3. [PdCl 2 {SbMes 2 (C 6 H 4 CH 2 NMe 2 -2)-N,Sb}] (4)
D-H···A D-H A···H

Fig. S8
Molecular structure of (S N ) (left) and (R N ) (right) isomers in the crystal structure of 4. The hydrogen atoms were omitted for clarity.
Fig. S9
Intramolecular and intermolecular C-H···Cl and C-H···Cg interactions in the crystal structure of 4 [Cg(3) and Cg(4) are the centroids of the benzene rings C(10)-C(15) and C(19)-C(24), respectively]. Symmetry codes: 
Fig. S10
Overlay of the calculated (yellow) and determined (blue) molecular structure of 1.
Fig. S11
Overlay of the calculated (yellow) and determined (blue) molecular structure of 2.
Fig. S12
Overlay of the calculated (yellow) and determined (blue) molecular structure of the anion of 3.
Fig. S13
Overlay of the calculated (yellow) and determined (blue) molecular structure of 4. 
Fig. S14
Theoretically calculated alternative structure for compound 4. Nitrogen atom is weakly coordinated to antimony (N···Sb 3.052 Å).
